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We have shown that low viscosity alkyl or hydroxyalkyl ammonium formate (ILs) can dissolve agarose,
and higher dissolution can be achieved in the mixed, alkyl or hydroxyalkyl ammonium + imidazolium or
pyridinium ILs. The polarity parameters α, β, π*, ET(30) and ET
N of these IL systems were measured to
explain their dissolution ability for agarose. Dissolved agarose was either regenerated using methanol as a
precipitating solvent or ionogels were formed by cooling the agarose–IL solutions to ambient temperature.
Exceptionally high strength ionogels were obtained from the agarose solutions in N-(2-hydroxyethyl)-
ammonium formate or its mixture with 1-butyl-3-methylimidazolium chloride. Regenerated material
and ionogels are characterized for their possible degradation/conformational changes and gel properties
(thermal hysteresis, strength, viscoelasticity and conductivity) respectively. A high strength, high
conducting ionogel was demonstrated to be able to build an electrochromic window. Such ionogels
can also be utilized for other soft matter electronic devices and biomedical applications.
Introduction
Ionic liquids (ILs) (salts with melting points <100 °C)1 are
normally composed of large asymmetric organic cations and
inorganic or organic anions of varying sizes. The desired physical–
chemical properties of ILs can be ﬁnely tuned by making a
judicious choice of cations and anions.2–8 Due to the advan-
tageous physical and chemical features, there is a growing use of
ILs in various chemical processes.1–4 Favourable solubilising
characteristics of certain ILs towards the biomass have been found
to be particularly useful, and are being extensively explored for
the dissolution, functionalization and blending of a variety of bio-
materials, which include lignocellulosic materials (wood), cellu-
lose, proteins (silk ﬁbers, cytochrome), polysaccharides (chitin,
chitosan, keratin, dextran, inulin, amylose, pectin, xylan, agarose)
or carbohydrates (glucose, fructose, sucrose and lactose), etc.9–31
A unique combination of the properties of ILs, such as
thermal stability, high conductivity/wide electrochemical
window and high solvating ability, provides the opportunities of
not only in situ functionalization of materials but also to make
novel hybrid materials, such as an ionogel, wherein IL is
immobilized in a way that involves the formation of a three-
dimensional network percolating throughout the IL and is
responsible for the solid-like behaviour of the resulting material.
Conﬁnement of ILs as gel matrices makes them suitable for an
array of applications, which may include stable electrolytes in
dye-sensitized solar cells, secondary batteries, electrochromic
displays, supercapacitors, electrolytic membranes, fuel cells,
electrochemical sensors or biosensors, actuators, etc.32–45 Iono-
gels can be obtained by hybridizing ILs with low molecular
weight organic gelators, inorganics (e.g. carbon nanotubes,
silica, etc.), polymers or combining organic–inorganic com-
pounds and have been recently reviewed by Bideau et al.46 The
processing of biopolymers with ILs has certain advantages such
as dissolved materials can be easily regenerated without degra-
dation using an antisolvent or ionogels can be achieved simply
by cooling the solutions at ambient temperatures,29 thus produ-
cing sustainable materials that can overcome the complexities
pertaining to the processing techniques encountered in the case
of organic polymer gels. Reports are available on ionogels
obtained from the ILs and biopolymers, like agarose, cellulose,
chitosan, starch or the hybrid systems of cellulose with starch or
carrageenans, and their applications as useful materials have
been demonstrated.29,47–55 Although the biopolymer based iono-
gels have been shown to have many advantages, certain important
issues such as preventing leaching of the ILs from gel matrices at
longer time scales, improving mechanical strength of ionogels
without compromising on conducting nature or even the pre-
paration of high conductivity, high stability ionogels that can be
suitable for electrochemical devices still need to be addressed.
Biopolymer agarose, an algal polysaccharide comprising alter-
nating D-galactose and 3,6-anhydro-L-galactose repeating units
(Fig. 1), essentially uncharged, is often used as the model system
in gelation. Hot water agarose sols form thermo-reversible
hydrogels which ﬁnd numerous applications in various ﬁelds
such as the food industry, pharmaceutical formulations,
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electrophoresis, tissue engineering or as a matrix for soft matter
organic devices.56–58 However, the large number of hydroxyl
groups makes agarose insoluble in cold water and many
common organic solvents, and dissolution of agarose in water at
high temperatures creates difﬁculties in its functionalization and
restricts its applications. ILs, particularly with nitrogen based
cations (such as containing imidazolium, ammonium, or pyridi-
nium), which have already shown high potential as cellulose
solvents,9–17 therefore can be alternative media for the proces-
sing of agarose. In fact, we have shown the suitability of certain
aprotic imidazolium or pyridinium based ILs towards dissolution
of agarose and preparation of ionogels therein.29
Since the ﬂuidities and attendant conductivity of protic ILs
tend to be much higher than those of aprotic ILs, we report here
a strategy of using mixed ILs (protic + aprotic) in a way that not
only leads to the higher dissolution of agarose, but to signiﬁ-
cantly increased conductivity and mechanical properties while
remaining ionogels. In brief, we investigated the dissolution of
agarose in neat alkyl or hydroxyalkyl ammonium formate ILs or
their mixtures with imidazolium or pyridinium based ILs. The
dissolution behaviour of agarose has been explained by deter-
mining the solvent polarity of neat and mixed IL systems. The
polarity parameter was assessed from the solvatochromic behav-
ior of Reichardt’s dye59 and by determining the Kamlet–Taft
parameters using ﬂuorescence probe molecules.60 Agarose
was regenerated from the IL solutions using methanol and the
regenerated materials were characterized using high temperature
gel permeation chromatography (HT-GPC), FTIR, circular
dichroism (CD), and thermogravimetric analysis (TGA) for
possible degradation and conformational changes. Ionogels have
been characterized for gelling, melting, gel strength, visco-
elasticity and conductivity. The suitability of strong ionogels
towards building an electrochromic window is demonstrated.
Experimental
Materials
ILs, methyl ammonium formate [MA][HCOO], ethyl ammonium
formate [EA][HCOO], and N-(2-hydroxyethyl)ammonium
formate [HEA][HCOO], were synthesised according to pro-
cedures described in the literature61–63 and were characterized
using 1H NMR, 13C NMR and mass spectroscopy. 1-Butyl-3-
methylimidazolium chloride [C4mim][Cl], N-butyl-3-methylpyri-
dinium chloride [C4mpy][Cl], and 1-butyl-3-methylimidazolium
methylsulfate [C4mim][C1OSO3], with stated purities higher
than 98% mass fraction, were purchased from Merck. All the ILs
used were dried as described in our earlier publication.64 Binary
mixtures of ILs were prepared by weight (1 : 1) using an analyti-
cal balance with a precision of ±0.0001 g (Denver Instrument
APX-200). Reichardt’s dye and 4-nitroaniline were procured
from SIGMA-ALDRICH, and N,N-diethyl-4-nitroaniline was
purchased from Oakwood Products. Inc. USA. Agarose extracted
from red algae Gracilaria dura occurring in the Arabian Sea at
the west coast of India was used.65 The agarose (1.5%) had gel
strength 1400 g cm−2, gelling temperature 35 °C, sulphate
content ≤0.25%, [α]45589 −22° and Mw 1.63 × 105 g mol−1. The
repeating unit of agarose and molecular structures of ILs are
shown in Fig. 1.
Determination of polarity parameters
For the determination of polarity parameters, aliquots of the
solvatochromic probes prepared in absolute methanol were trans-
ferred into 1 cm quartz cuvettes, and their solutions were evapo-
rated under vacuum. ILs or mixtures of ILs (1 : 1 w/w) were
transferred into the cuvettes. For homogeneity, the solutions
were vigorously stirred with a magnetic stirrer. Final probe
concentrations were 1.5 × 10−5 M for Reichardt’s dye and 1 ×
10−5 M for N,N-diethyl-4-nitroaniline and 4-nitroaniline. UV-Vis
absorption spectra of the solutions were recorded for Reichardt’s
dye, N,N-diethyl-4-nitroaniline and 4-nitroaniline using a UV
3600 Shimadzu UV-Vis-NIR spectrophotometer with a thermo-
cell coupled to it. All of the measurements were performed three
times and the maximum absorption was determined for each
probe from the ﬁrst derivative of the wavelength scan. The pre-
cision of replicated measurements was ±1 nm.
Solubilization, regeneration and preparation of ionogels
Dissolution of agarose in neat ILs and mixed ILs was carried out
in 10 ml beakers with continuous stirring in the glove box under
an inert atmosphere of N2. The temperature of the dissolving
process was controlled to ±1 °C. Finely powdered agarose was
added to either neat ILs or mixed ILs (approx. 5 g, 1 : 1 w/w) in
portions of 0.5 wt% every time until the material disappeared.
The addition was carried out till the resulting IL solutions were
clear. Dissolution experiments were conducted at 70 °C and
were monitored visually. The agarose was regenerated from the
solutions by adding methanol and dried in an oven at 70 °C for
further characterization. Complete regeneration was ensured by
addition of an excess amount of methanol to the solutions left
after regeneration. No further precipitation indicated complete
regeneration. The yield of the regenerated material was always
>95 wt%. After regeneration of agarose, ILs were recovered
from the methanol solutions using a rotary evaporator. For
ionogel preparation, agarose was dissolved in preheated ILs or
mixed ILs to form a 5 wt% solution. After complete dissolution
Fig. 1 (a) Idealized repeat unit of agarose, and (b) constituent ions of
IL solvent systems.
Green Chem. This journal is © The Royal Society of Chemistry 2012
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at around 70 °C, viscous clear solutions were allowed to cool for
gelling.
Characterization
The molecular weight of native and regenerated agarose was
determined through high temperature gel permeation chromato-
graphy (HT-GPC) using a Waters 2695 Separation Module
equipped with a 2414 RI detector and having Ultrahydrajel500
and 120 columns in series. Columns were eluted with 0.1 M
aqueous NaNO3 at a ﬂow rate of 0.5 ml min
−1. Calibration was
performed using a dextran standard ranging from 401 000 to
4400 peak molecular weight. The concentration of agarose solu-
tions in water was 0.02 wt%. FTIR spectra of the native and
regenerated materials were recorded at room temperature using a
NICOLET 6700 FTIR spectrometer. Thermogravimetric analyses
were performed on a TGA/SDTA851 Mettler Toledo under a
nitrogen atmosphere from 30 to 450 °C with a heating rate of
10 °C min−1. Circular dichroism (CD) spectra of agarose solu-
tions (0.05 wt%) in a wavelength range of 180 to 240 nm were
recorded on a Jasco J-815 CD spectrometer. Experiments
were carried out in a 1 cm path length cuvette at 25 °C, and were
expressed as the average of ﬁve scans. The response time and the
bandwidth were 2 s and 0.2 nm respectively. Samples for record-
ing the spectra were taken in a quartz cuvette which was immedi-
ately sealed after sampling to avoid evaporation. The desired
temperature was achieved with an inbuilt Peltier device.
The melting and gelling temperatures of ionogels were deter-
mined following the method described by Craigie and Leigh.66
Gel strength (g cm−2) was measured using a Nikkansui type gel
tester (Kiya Seisakusho Ltd, Tokyo, Japan). Measurements were
performed on a 5% agarose ionogel using a solid cylindrical
plunger 1.127 cm in diameter. Viscoelastic measurements were
performed on an Anton Paar Physica MCR 301 rheometer,
USA, using the parallel plate PP50/P-PTD200 geometry (50 mm
diameter; 0.1 mm gap). The frequency dependences of dynamic
storage (G′) and loss (G′′) moduli were examined in the linear
viscoelastic regime (pre-determined at each temperature). The
temperature dependences of G′ and G′′ were measured with a
strain amplitude of 5% and a frequency of 0.1 rad s−1, and a
heating rate of 0.5 °C min−1. The temperature was controlled by
a Viscotherm VT2 circulating water bath. Conductivity measure-
ments were carried out with a digital conductivity meter
(SYSTRONICS, Conductivity TDS Meter 308) in a manner
similar to that described by Li et al.67 The cell constant was
determined with aqueous KCl solutions of varying concen-
trations. Since measurements are at single frequency effects of
electrode polarization are not taken into account. Small discre-
pancies could also be caused by a little bit of moisture contami-
nation. Because of no available data in the open literature we
could not compare the temperature dependence of conductivity
of the investigated ILs. During measurements the sample and the
electrode were sealed in a glass cell and placed in a constant
temperature water bath. The repeatability and estimated uncer-
tainty of the measurements are ±1% and ±3%, respectively. For
the preparation of an electrochromic window, polymerization of
a poly(3,4-ethylenedioxythiophene) (PEDOT) monomer unit
was done on a glass–indium tin oxide (ITO) plate in an aqueous
solution of 0.1 M KCl. An agarose–[HEA][HCOO] + [C4mim]-
Cl solution was spread over the PEDOT/glass–ITO plate and
allowed to gelate. The experiments were performed on a bio-
potentiostat AFCBP-1 Pennsylvania, USA 16127 using a three-
electrode cell wherein the glass–ITO/PEDOT/ionogel was used
as a working electrode, Ag/Ag–Cl as a reference electrode and
platinum as a counter electrode with a 100 mV s−1 scan rate in
the range of −0.2 V to 1.3 V, 10 sweeps and 5 cycles.
Results and discussion
Dissolution and regeneration
Dissolution results of agarose in the ILs [HEA][HCOO], [MA]-
[HCOO], [EA][HCOO] and their mixtures with [C4mim][Cl] or
[C4mpy][Cl] or [C4mim][C1OSO3] at 70 °C are listed in Table 1.
It is observed that agarose has very good solubility in [MA]-
[HCOO] and [EA][HCOO], whereas the solubility in [HEA]-
[HCOO] is lesser than that in water. When compared to neat ILs,
an increase in the solubility of agarose was observed in general
in the mixed IL systems. Exceptionally higher solubility was
observed in the systems [MA][HCOO] or [EA][HCOO] +
[C4mpy][Cl] or [C4mim][C1OSO3]. The solubility of agarose in
ILs depends on both the nature of the cation and the anion.
IL systems containing [C1OSO3]
− anions dissolved higher
amounts of agarose, whereas the ammonium ILs having
hydroxyl groups in the cation are not very effective in solubil-
ising agarose. Similar to cellulose, the high efﬁciency of ILs
containing [HCOO]−, [Cl]− or [C1OSO3]
− towards agarose solu-
bilisation is due to strong interactions of these ions with the
hydroxyl groups of agarose which eventually leads to disruption
of the hydrogen bonding network of this polymer.
Speciﬁc physicochemical properties such as polarity of a
solvent strongly inﬂuence the dissolution of materials. The most
widely used scales for polarity are ET(30) and ET
N, which are
determined by the charge-transfer absorption band of Reichardt’s
dye in a solvent.59 Therefore, we determined the ET(30) and ET
N
values of ILs and mixed ILs at agarose dissolution temperature
(Table 2). As indicated by large ET(30) values, the ILs used are
of reasonably good polarity and the mixing of protic–aprotic ILs
does not alter the ET(30) values very signiﬁcantly. More speciﬁ-
cally, one can assess the solvent polarity by determining the
Kamlet–Taft parameters, which provides a quantitative measure
of solvent polarizability (π* parameter), hydrogen bond donator
(HBD) capacity (α parameter), hydrogen bond acceptor (HBA)
capacity (β parameter).60 Kamlet–Taft parameters of neat and
mixed ILs are reported in Table 2. As can be seen from Table 2,
the α parameter slightly decreases when the ILs [C4mim][Cl] or
[C4mpy][Cl] are added to the alkyl or hydroxyalkyl ammonium
ILs, while it hardly changes upon addition of [C4mim]-
[C1OSO3]. Recent studies have revealed that ILs with higher
β values are more capable of dissolving biomaterials, such as
cellulose.16,68,69 The higher dissolution of agarose in alkyl
ammonium ILs can be attributed to their very high β values.
Also, the β values were considerably raised when the ammonium
ILs were mixed with imidazolium (particularly, [C4mim]-
[C1OSO3]) or pyridinium ILs, and possibly the reason for higher
dissolution of agarose. β values of IL/mixed IL systems vs.
agarose solubility are plotted in Fig. 2, and it is seen that a near
This journal is © The Royal Society of Chemistry 2012 Green Chem.
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linear correlation exists in most cases. Deviation from this corre-
lation for the system [EA][HCOO] + [C4mim][Cl] is perhaps
due to the formation of ionogel at the working temperature and
hence no more agarose could be dissolved.
Agarose was regenerated from their IL/mixed IL solutions by
adding methanol at room temperature. Mixtures were stirred for
about 1 h to ensure complete precipitation. In order to examine
the possible degradation of the material, we determined the
molecular weight from gel permeation chromatography and
recorded FTIR spectra of the regenerated agarose. Molecular
weight, polydispersity index and degree of polymerization of the
material are noted in Table 1. Results show that agarose regene-
rated from most of the ILs and mixed ILs had comparable
molecular weights to that of native agarose. The agarose regene-
rated from the solvent systems [EA][HCOO] + [C4mPy][Cl] and
[MA][HCOO] + [C4mim][C1OSO3] had comparatively lower
molecular weight and degree of polymerization indicating a
certain amount of degradation in the material. FTIR spectra of
the native and regenerated agarose are compared in Fig. 3. The
spectra show that regenerated agarose largely maintains the
native structure. Characteristic IR bands at 773, 894, and
932 cm−1 because of 3,6-anhydro-b-galactose skeletal bending
in agarose70 remain unaltered in the regenerated material except
those regenerated from the solvent systems containing pyridi-
nium based ILs wherein these bands appear slightly diminished.
The IR bands at 1158 and 1071 cm−1 corresponding to –C–O–
C– and glycosidic linkage70,71 are also altered in the regenerated
material. No peak corresponding to IL moieties indicates that ILs
or mixed ILs are fairly non-coordinating media for the proces-
sing of agarose. Since FTIR bands indicated the alterations in
local linkage geometries, we recorded the circular dichroism
(CD) spectra of agarose regenerated from various solvent
systems for the examination of expected conformational
changes. The CD spectrum of polysaccharides is an indicator of
their overall secondary structure, and in the case of agarose, a
characteristic CD spectrum with a positive band centred at
∼185 nm is observed.72 In solution, the low intensity of the
band is the consequence of highly extended chain geometries.
Analysis of CD spectra (Fig. 4a–c) reveals distinct conformation-
al preferences in the chains of regenerated agarose. The material
regenerated from solutions of pure alkyl or hydroxyalkyl
Table 1 Solubility (s) of agarose in ILs/mixed ILs (1 : 1 w/w) at 70 °C, molecular weight (Mn and Mw), polydispersity (P), degree of polymerization
(Dp), and decomposition temperature (Td) of regenerated agarose
Entry Solvent system x1 s (wt %) Mn Mw P Dp Td (°C)
0 Water — 8 83 950 163 000 2.60 537 303
1 [HEA][HCOO] 1 5 81 531 160 326 2.31 527 300
2 [MA][HCOO] 1 14 61 879 130 259 3.16 432 301
3 [EA][HCOO] 1 20 44 933 127 908 2.74 420 330
4 [HEA][HCOO] + [C4mim][Cl] 0.62 8 73 907 160 470 2.82 527 287
5 [MA][HCOO] + [C4mim][Cl] 0.69 18 72 681 148 760 2.71 489 303
6 [EA][HCOO] + [C4mim][Cl] 0.66 7 69 398 159 217 2.91 523 265
7 [HEA][HCOO] + [C4mpy][Cl] 0.63 7 66 020 138 124 2.89 454 288
8 [MA][HCOO] + [C4mpy][Cl] 0.70 21 47 147 140 822 2.98 463 295
9 [EA][HCOO] + [C4mpy][Cl] 0.67 25 46 192 115 630 2.75 380 303
10 [HEA][HCOO] + [C4mim][C1OSO3] 0.70 14 82 387 161 787 1.97 532 313
11 [MA][HCOO] + [C4mim][C1OSO3] 0.76 23 43 490 98 073 2.63 322 304
12 [EA][HCOO] + [C4mim][C1OSO3] 0.73 26 68 451 156 960 2.29 450 290
Table 2 ET(30), ET
N, Kamlet–Taft parameters of ILs or mixed ILs
(1 : 1 w/w) at 70 °C
Entry Solvent system
ET (30)
(kcal mol−1) ET
N α β π*
1 [HEA][HCOO] 59.6 0.882 1.11 0.59 0.97
2 [MA][HCOO] 59.3 0.873 1.02 0.83 1.05
3 [EA][HCOO] 56.4 0.787 1.10 0.87 0.77
4 [HEA][HCOO] +
[C4mim][Cl]
55.7 0.765 0.77 0.67 1.10
5 [MA][HCOO] +
[C4mim][Cl]
57.0 0.802 0.87 0.86 1.07
6 [EA][HCOO] +
[C4mim][Cl]
58.9 0.861 1.04 0.85 1.01
7 [HEA][HCOO] +
[C4mpy][Cl]
56.0 0.772 0.75 0.62 1.14
8 [MA][HCOO] +
[C4mpy][Cl]
54.2 0.718 1.02 0.88 0.71
9 [EA][HCOO] +
[C4mpy][Cl]
55.5 0.758 0.91 0.94 0.92
10 [HEA][HCOO] +
[C4mim][C1OSO3]
57.8 0.827 0.97 0.84 1.01
11 [MA][HCOO] +
[C4mim][C1OSO3]
57.0 0.802 1.02 0.89 0.90
12 [EA][HCOO] +
[C4mim][C1OSO3]
57.2 0.809 1.13 1.00 0.79
Fig. 2 Linear correlation between solubility of agarose and β parameter
of ILs/mixed ILs at 70 °C.
Green Chem. This journal is © The Royal Society of Chemistry 2012
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ammonium ILs reproduces the features of native agarose with
only a slight loss in intensity and indicates very less confor-
mational change in the regenerated material. The CD band of the
agarose regenerated from mixed ILs appears to be slightly red
shifted with a certain degree of loss in intensity, suggesting some
conformation change and disruption of the ordered structure.
Regenerated material was also checked for thermal stability by
performing thermo-gravimetric analysis (TGA). TGA proﬁles
are shown in Fig. 5. The decomposition of both the native and
regenerated material is characterized by a narrow temperature
range from 275 to 300 °C. Agarose regenerated from most of the
IL systems shows nearly the same onset decomposition temp-
erature as that of the native material. The material regenerated
from the mixed IL systems containing pyridinium ILs shows
slightly lower onset decomposition temperature indicating some
degradation which is also conﬁrmed from other techniques. The
slight initial weight loss in samples 7, 9, 10, 11, and 12 (Fig. 5)
may be due to the presence of moisture as a consequence of
modiﬁed texture of the agarose regenerated from different ILs.
Ionogels
Upon cooling, the agarose dissolved viscous solutions of ILs/
mixed ILs resulted in the formation of thermoreversible conduct-
ing ionogels (Fig. 6). For a reasonable comparison we prepared
5 wt% ionogels in different ILs/mixed ILs. Dried and powdered
agarose was dissolved in preheated solvent systems and allowed
to cool till gelled. Gelling and melting temperatures of various
ionogels were monitored through visual inspection of the gel and
liquid state and are noted in Table 3. At 30 °C (where gel
strength is measured), agarose solutions comprising [HEA]-
[HCOO], [HEA][HCOO] + [C4mim][Cl], [MA][HCOO] +
[C4mim][Cl], [EA][HCOO] + [C4mim][Cl], [EA][HCOO] +
[C4mpy][Cl] or [HEA][HCOO] + [C4mim][C1OSO3] were
gelled to different strengths, while the other solutions remained
as viscous liquid. Gel strength measured using a Nikkansui type
gel tester at 30 °C is also given in Table 3. Unlike agarose
hydrogels, most of the ionogels lacked thermal hysteresis, and
there is only a narrow range of gelling and melting temperature.
The formation of ionogels is expected to occur in a slightly
different fashion than the formation of water based agarose
gels.73 Since agarose is essentially a neutral biopolymer, hydro-
gen bonding between ILs and the hydroxyl groups of agarose
molecules must be playing an important role in gelling. Large
ions will interact with agarose strands and prevent the formation
of double helical structures, and ﬁnally lead to a comparatively
weaker gel. The neat [MA][HCOO] or [EA][HCOO] formed
weak ionogels and addition of [C4mpy][Cl] or [C4mim]-
[C1OSO3] to these ILs, through enhanced agarose dissolution,
did not impart strength to the ionogels. However, the addition of
[C4mim][Cl] strengthened the ionogel to a good extent. [HEA]-
[HCOO] formed ionogels with very high gel strength and
addition of [C4mim][Cl] or [C4mpy][Cl] (which otherwise forms
Fig. 3 FTIR spectrum of native agarose and regenerated agarose.
Spectra are shifted vertically for clarity and numbered according to the
entries in Table 1.
Fig. 4 Comparison of CD spectra of native and regenerated agarose
from (a) [HEA][HCOO]/mixed ILs, (b) [MA][HCOO]/mixed ILs, and
(c) [EA][HCOO]/mixed ILs in aqueous solutions (0.05 wt%) recorded at
25 °C.
This journal is © The Royal Society of Chemistry 2012 Green Chem.
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a weak ionogel) also resulted in formation of ionogels with a
sufﬁciently good gel strength. This is probably due to the plasti-
cizing effect of the hydroxyl group of the cation of the IL. The
IL/mixed IL matrix is immobilized in the gel matrix through
strong hydrogen bonding between protons of the hydroxyl group
of the cation and oxygens of agarose as well as due to the hydro-
gen bonding between agarose protons and IL anions.
Dynamic shear measurements were performed on various
ionogels at 30 °C (temperature at which gel strengths are
reported using a Nikkansui type gel tester). The results of fre-
quency dependences of dynamic storage (G′) and loss moduli
(G′′) are demonstrated in Fig. 7. As can be seen from Fig. 7, G′
is larger than G′′ and is nearly frequency independent showing a
solid-like behavior of the agarose–IL systems. A thermorespon-
sive gel transition of ionogels was observed from the temperature
dependences of G′ and G′′ measured at a frequency of 0.1 rad
s−1. A transition for both G′ and G′′ as a function of temperature
is indicative of gel temperature (a representative system is shown
in Fig. 8 and the results of other systems are provided as ESI,
Fig. S1–S3†). Beyond the crossover of G′ and G′′ the agarose–IL
solutions are optically transparent ionogels. The gel temperatures
obtained from temperature dependent rheology measurements
are consistent with the results obtained from the visual inspec-
tion of gelling temperature provided in Table 3. We also con-
ducted the dynamic strain sweep experiments on various
ionogels over a wide range of strains (0.1 to 100%) at a fre-
quency of 100 rad s−1. The observed G′ and G′′ trends of
various ionogels under large strains are shown in Fig. 9. For
most of the ionogels a linear viscoelastic regime is maintained
indicating no deformation of the gel microstructure even at
100% strain. In the case of ionogels formed in the IL systems
[HEA][HCOO] + [C4mpy][Cl], [MA][HCOO] + [C4mim][Cl] or
[EA][HCOO] + [C4mim][Cl], G′ continues to decrease with the
increase in strain showing a continuous change in gel microstruc-
ture wherein the molecular connections in the gel network are
disrupted under the large strains.
Since a low matrix (agarose) is enough to prepare ionogels of
sufﬁciently good gel strength, such ionogels will have advan-
tages in terms of retaining the conducting properties of native
ILs. Therefore, we examined the conductivity behaviour of
various ionogels and compared it with the conductivity of native
ILs. Conductivity was found to depend mainly on the nature of
constituent ions of ILs and varied between ∼3 to ∼36 mS cm−1
at 25 °C (Table 3). The conductivity of ammonium based ILs is
quite higher when compared to the imidazolium or pyridinium
ILs29 and follows the order [MA][HCOO] > [EA][HCOO] >
[HEA][HCOO]. The temperature dependence of conductivity of
Fig. 5 Thermal decomposition proﬁles of native and regenerated
agarose (numbered according to the entries in Table 1). Samples were
heated under a nitrogen atmosphere at a heating rate of 10 °C min−1.
Fig. 6 Representative (a) agarose–IL sol, (b) agarose ionogel, (c)
ionogel cuboid, (d) transparent ionogel ﬁlm, (e) stable ionogel thin ﬁlm,
and (f ) shrunk hydrogel (note: the photograph of shrunk hydrogel is
reproduced from our earlier paper, ref. 29).
Table 3 Gelling temperature (Tgel), melting temperature (Tm), gel strength, and ionic conductivity of ionogels (κionogel) and IL systems (κ)
Entry Solvent system x1 Tgel (°C) Tm (°C)
Gel strength
(g cm−2) at 30 °C
κ (mS cm−1)
at 25 °C
κionogel (mS cm
−1)
at 25 °C
1 [HEA][HCOO] 1 36 56 >1850 3.274 3.458
2 [MA][HCOO] 1 21 23 Liquid 35.98 31.91
3 [EA][HCOO] 1 24 26 Liquid 19.20 16.83
4 [HEA][HCOO] + [C4mim][Cl] 0.62 51 59 590 3.326 3.326
5 [MA][HCOO] + [C4mim][Cl] 0.69 35 34 330 12.73 11.97
6 [EA][HCOO] + [C4mim][Cl] 0.66 45 45 540 7.902 7.158
7 [HEA][HCOO] + [C4mpy][Cl] 0.63 37 42 490 2.611 2.541
8 [MA][HCOO] + [C4mpy][Cl] 0.70 22 37 Weak gel 10.84 9.353
9 [EA][HCOO] + [C4mpy][Cl] 0.67 34 46 140 6.078 5.682
10 [HEA][HCOO] + [C4mim][C1OSO3] 0.70 28 44 <100 3.424 4.215
11 [MA][HCOO] + [C4mim][C1OSO3] 0.76 18 19 Liquid 16.45 13.79
12 [EA][HCOO] + [C4mim][C1OSO3] 0.73 22 25 <100 11.93 11.13
Green Chem. This journal is © The Royal Society of Chemistry 2012
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ILs/mixed ILs and ionogels is shown in Fig. 10(a–c). For both
ILs and ionogels conductivity increases monotonously with the
increase in temperature and follows a similar track. As expected,
because of the reduced mobility of ions in the gel state, the con-
ductivity of ionogels is found to be slightly lower than the pure
ILs over the investigated temperature range. Like gelatin based
ionogels,54 agarose based ionogels when connected to a power
supply lit up the LED exhibiting mixed electronic and ionic con-
duction. For the demonstration of suitability of ionogels in elec-
tronic devices we used a reasonably good strength and ionic
conductivity ionogel prepared in the mixed IL system [HEA]
[HCOO] + [C4mim][Cl] and poly(3,4-ethylenedioxythiophene)
(PEDOT) to build an electrochromic window (Fig. 11). The
electrochromic window built with the ionogel was found to have
capacity for charge transport and electrical conduction, and
changed the colour of PEDOT on the glass–ITO plate from
bleached state to slight blue to brownish with the variation in
voltage.
Fig. 7 Frequency dependence of dynamic storage (solid symbols) and
loss moduli (open symbols) (G′ and G′′) of different ionogels at a strain
γ = 5% and 30 °C temperature.
Fig. 8 Temperature dependence variation of dynamic storage (solid
symbol) and loss moduli (open symbol) (G′ and G′′) of a representative
ionogel ([HEA][HCOO] + [C4mim][Cl]) at frequency ω = 0.1 rad s
−1
and a strain amplitude of γ = 5%.
Fig. 9 Strain dependence of dynamic storage (solid symbol) and loss
moduli (open symbol) (G′ and G′′) of ionogels prepared in [HEA]
[HCOO] (■), [HEA][HCOO] + [C4mim][Cl] (★), [HEA][HCOO] +
[C4mpy][Cl] (●), [MA][HCOO] + [C4mim][Cl] (▼), [EA][HCOO] +
[C4mim][Cl] (▲).
Fig. 10 Temperature dependence of ionic conductivity in neat and mixed ILs: (a) [HEA][HCOO] (■), [HEA][HCOO] + [C4mim][Cl] (●), [HEA]
[HCOO] + [C4mpy][Cl] (▲), [HEA][HCOO] + [C4mim][C1OSO3] (▼); (b) [MA][HCOO] (■), [MA][HCOO] + [C4mim][Cl] (●), [MA][HCOO] +
[C4mpy][Cl] (▲), [MA][HCOO] + [C4mim][C1OSO3] (▼); and (c) [EA][HCOO] (■), [EA][HCOO] + [C4mim][Cl] (●), [EA][HCOO] + [C4mpy]
[Cl] (▲), [HEA][HCOO] + [C4mim][C1OSO3] (▼). Hollow symbols correspond to agarose–IL sol–gels (5 wt%).
This journal is © The Royal Society of Chemistry 2012 Green Chem.
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Conclusions
Very high dissolution of agarose can be achieved in low vis-
cosity ammonium based ILs and their mixtures with imidazo-
lium or pyridinium based ILs. The higher dissolution of agarose
can be attributed to the high hydrogen bond acceptor capacity of
the investigated solvent systems and is found to be nearly line-
arly correlated. Dissolved agarose can be easily regenerated
using methanol as the antisolvent without much degradation in
terms of molecular weight or conformation. Ionogels of reason-
ably good strength and conductivity can be obtained by cooling
the agarose–IL solutions to ambient temperatures. Viscoelastic
measurements indicated that the microstructure for most of the
ionogels, particularly based on hydroxyalkyl ammonium formate
ILs or their mixtures, remained unaltered even under large
strains. Such an ionogel was found to be highly suitable for
building an electrochromic window. These studies will be
helpful in utilizing synergetic effects of ILs as novel non-coordi-
nating media for higher dissolution and in situ functionalization
of biomaterials. High conductivity, high strength ionogels may
be of potential use in soft matter electronic devices and biomedi-
cal applications. The use of ILs in the processing of biomaterials
would have advantages in terms of safe handling because of
their non-ﬂammable and non-volatile nature and can have
environmental beneﬁts in terms of recyclability.
Acknowledgements
The ﬁnancial support from the Department of Science and Tech-
nology (DST), Government of India (Project No. SR/S1/PC-36/
2005 and SR/S1/PC-55/2008) is highly acknowledged. The
authors are thankful to Mr Rajiv Gupta for assistance in prep-
aration of the electrochromic window.
References
1 Green Industrial Applications of Ionic Liquids, ed. R. D. Rogers,
K. R. Seddon and S. Volkov, NATO Science Series, Kluwer, Dordrecht,
2002.
2 R. D. Rogers and K. R. Seddon, Ionic Liquids as Green Solvents, ACS
Symposium Series 856, American Chemical Society, Washington, DC,
2003.
3 P. Wasserscheid and T. Welton, Ionic Liquids in Synthesis, Wiley-VCH,
Verlag GmbH & Co. KGaA, Germany, 2nd edn, 2008.
4 M. A. P. Martins, C. P. Frizzo, D. N. Moreira, N. Zanatta and
H. G. Bonacorso, Chem. Rev., 2008, 108, 2015–2050.
5 R. Bogel-Łukasik, N. M. T. Lourenço, P. Vidinha, M. D. R. Gomes da
Silva, C. A. M. Afonso, M. Nunes da Ponte and S. Barreiros, Green
Chem., 2008, 10, 243–248.
6 U. Domańska and R. Bogel-Łukasik, J. Phys. Chem. B., 2005, 109,
12124–12132.
7 U. Domańska and R. Bogel-Łukasik, Fluid Phase Equilib., 2005, 233,
220–227.
8 U. Domańska and E. Bogel-Łukasik, Pol. J. Chem., 2006, 80, 189–203.
9 R. P. Swatloski, S. K. Spear, D. John, J. D. Holbrey and R. D. Rogers,
J. Am. Chem. Soc., 2002, 124, 4974–4975.
10 R. P. Swatloski, R. D. Rogers and J. D. Holbrey, WO Pat., 03/029329,
2003.
11 J. S. Moulthrop, R. P. Swatloski, G. Moyna and R. D. Rogers, Chem.
Commun., 2005, 1557–1559.
12 D. A. Fort, R. C. Remsing, R. P. Swatloski, P. Moyna, G. Moyna and
R. D. Rogers, Green Chem., 2007, 9, 63–69.
13 N. Sun, M. Rahman, Y. Qin, M. L. Maxim, H. Rodríguez and
R. D. Rogers, Green Chem., 2009, 11, 646–655.
14 I. Kilpeläinen, H. Xie, A. King, M. Granstrom, S. Heikkinen and
D. S. Argyropoulos, J. Agric. Food Chem., 2007, 55, 9142–9148.
15 M. Zavrel, D. Bross, M. Funke, J. Buchs and A. C. Spiess, Bioresour.
Technol., 2009, 100, 2580–2587.
16 A. Brandt, J. P. Hallett, D. J. Leak, R. J. Murphy and T. Welton, Green
Chem., 2010, 12, 672–679.
17 N. Sun, H. Rodríguez, M. Rahman and R. D. Rogers, Chem. Commun.,
2011, 47, 1405–1421.
18 B. Li, J. Asikkala, I. Filpponen and D. S. Argyropoulos, Ind. Eng. Chem.
Res., 2010, 49, 2477–2484.
19 J. Wu, J. Zhang, H. Zhang, J. S. He, Q. Ren and M. L. Guo, Biomacro-
molecules, 2004, 5, 266–268.
20 Y. Cao, J. Wu, J. Zhang, H. Li, Y. Zhang and J. He, Chem. Eng. J., 2009,
147, 13–21.
21 H. Zhang, J. Wu, J. Zhang and J. S. He, Macromolecules, 2005, 38,
8272–8277.
22 H. Zhang, Z. Wang, Z. Zhang, J. Wu, J. Zhang and J. He, Adv. Mater.,
2007, 19, 698–704.
23 J. Vitz, T. Erdmenger, C. Haensch and U. S. Schubert, Green Chem.,
2009, 11, 417–424.
24 H. Ohno and Y. Fukaya, Chem. Lett., 2009, 38, 2–7.
25 K. Fujita, D. R. MacFarlane, M. Forsyth, M. Yoshizawa-Fujita,
K. Murata, N. Nakamura and H. Ohno, Biomacromolecules, 2007, 8,
2080–2086.
26 M. E. Zakrzewska, E. Bogel-Łukasik and R. Bogel-Łukasik, Energy
Fuels, 2010, 24, 737–745.
27 A. A. Rosatella, L. C. Branco and C. A. M. Afonso, Green Chem., 2009,
11, 1406–1413.
28 H. Xie, S. Zhang and S. Li, Green Chem., 2006, 8, 630–633.
29 T. Singh, T. J. Trivedi and A. Kumar, Green Chem., 2010, 12, 1029–
1035.
30 A. Biswas, R. L. Shogren, D. G. Stevenson, J. L. Willett and
P. K. Bhowmik, Carbohydr. Polym., 2006, 66, 546–550.
31 D. A. Fort, R. P. Swatloski, P. Moyna, R. D. Rogers and G. Moyna,
Chem. Commun., 2006, 714–716.
32 N. Papagerorgiou, Y. Athanassov, M. Armand, P. H. Bonhoüte,
P. Pettersson, A. Azamand and M. Grätzel, J. Electrochem. Soc., 1996,
143, 3099–3108.
33 T. Torimoto, T. Tsuda, K. Okazaki and S. Kuwabata, Adv. Mater., 2010,
22, 1196–1221.
34 N. Yamanaka, R. Kawano, W. Kubo, T. Kitamura, Y. Wada, M. Watanabe
and S. Yanagida, Chem. Commun., 2005, 740–742.
35 J. H. Shin, W. A. Henderson and S. Passerini, Electrochem. Commun.,
2003, 5, 1016–1020.
36 C. Srisopanaporn, A. Fernicola and B. Scrosati, J. Power Sources, 2009,
186, 490–495.
37 A. Brazier, G. B. Appetecchi, S. Passerini, A. S. Vuk, B. Orel,
F. Donsanti and F. Decker, Electrochim. Acta, 2007, 52, 4792–4797.
38 Y. Lauw, M. D. Horne, T. Rodopoulos, A. Nelson and
F. A. M. Leermakers, J. Phys. Chem. B, 2010, 114, 11149–11154.
Fig. 11 Cyclic voltammograms obtained for PEDOT/ITO–glass/
ionogel devices for 10 cycles at a 100 mV S−1 scan rate between −0.2 V
to 1.3 V and an electrochromic smart window of PEDOT/glass–ITO/
ionogels (a) bleached state; (b and c) colored state.
Green Chem. This journal is © The Royal Society of Chemistry 2012
D
ow
nl
oa
de
d 
by
 C
en
tra
l S
al
t &
 M
ar
in
e 
Ch
em
ic
al
s R
es
ea
rc
h 
In
sti
tu
te
 (C
SM
CR
I) 
on
 17
 A
ug
us
t 2
01
2
Pu
bl
ish
ed
 o
n 
02
 A
ug
us
t 2
01
2 
on
 h
ttp
://
pu
bs
.rs
c.
or
g 
| do
i:1
0.1
039
/C2
GC
359
06E
View Online
39 P. Simon and Y. Gogotsi, Nat. Mater., 2008, 7, 845–854.
40 S. Y. Chew, J. Sun, J. Wang, H. Liu, M. Forsyth and D. R. MacFarlane,
Electrochim. Acta, 2008, 53, 6460–6463.
41 V. Di Noto, E. Negro, J.-Y. Sanchez and C. Iojoiu, J. Am. Chem. Soc.,
2010, 132, 2183–2195.
42 N. J. Sun, L. H. Guan, Z. J. Shi, N. Q. Li, Z. N. Gu, Z. W. Zhu, M. X. Li
and Y. H. Shao, Anal. Chem., 2006, 78, 6050–6057.
43 D. Wei and A. Ivaska, Anal. Chim. Acta, 2008, 607, 126–135.
44 H. Y. Xiong, T. Chen, X. H. Zhang and S. F. Wang, Electrochem.
Commun., 2007, 9, 2671–2675.
45 K. Mukai, K. Asaka, T. Sugino, K. Kiyohara, I. Takeuchi, N. Terasawa,
D. N. Futaba, K. Hata, T. Fukushima and T. Aida, Adv. Mater., 2009, 21,
1582–1585.
46 J. L. Bideau, L. Viaub and A. Vioux, Chem. Soc. Rev., 2011, 40, 907–925.
47 K. Suzuki, M. Yamaguchi, M. Kumagai, N. Tanabe and S. Yanagida,
C. R. Chim., 2006, 9, 611–616.
48 J.-I. Kadokawa, M.-A. Murakami and Y. Kaneko, Carbohydr. Res., 2008,
343, 769–772.
49 P. K. Singh, B. Bhattacharya, R. K. Nagarale, K.-W. Kim and H.-
W. Rhee, Synth. Met., 2010, 160, 139–142.
50 N. Wang, X. Zhang, H. Liu and B. He, Carbohydr. Polym., 2009, 76,
482–484.
51 A. A. Shamsuri, D. K. Abdullah and R. Daik, Cell. Chem. Technol.,
2012, 46, 45–52.
52 J.-I. Kadokawa, M.-A. Murakami, A. Takegawa and Y. Kaneko, Carbo-
hydr. Polym., 2009, 75, 180–183.
53 K. Prasad, Y. Kaneko and J.-I. Kadokawa, Macromol. Biosci., 2009, 9,
376–382.
54 P. Vidinha, N. M. T. Lourenço, C. Pinheiro, A. R. Brás, T. Carvalho,
T. Santos-Silva, A. Mukhopadhyay, M. J. Romão, J. Parola, M. Dionisio,
J. M. S. Cabral, C. A. M. Afonsoc and S. Barreiros, Chem. Commun.,
2008, 5842–5844.
55 K. Prasad, H. Izawa, Y. Kaneko and J.-I. Kadokawa, J. Mater. Chem.,
2009, 19, 4088–4090.
56 H. H. Selby and R. L. Whistler, Agar, in Industrial Gums, ed.
R. L. Whistler and J. N. BeMiller, Academic Press, New York, 1993, pp.
87–103.
57 D. B. Saris, N. Mukherjee, L. J. Berglund, F. M. Schulz and S.
W. O’Driscoll, Tissue Eng., 2000, 65, 531–537.
58 O. J. Cayre, S. T. Chang and O. D. Velev, J. Am. Chem. Soc., 2007, 129,
10801–10806.
59 C. Reichardt, Org. Process Res. Dev., 2007, 11, 105–113.
60 M. J. Kamlet, J. L. M. Abboud, M. H. Abraham and R. W. Taft, J. Org.
Chem., 1983, 48, 2877–2887.
61 N. Bicak, J. Mol. Liq., 2004, 116, 15–18.
62 M. M. Waichigo, B. M. Hunter, T. L. Riechel and N. D. Danielson,
J. Liq. Chromatogr. Relat. Technol., 2007, 30, 165–184.
63 S. Grossman and N. D. Danielson, J. Chromatogr., A, 2009, 1216(16),
3578–3586.
64 T. Singh and A. Kumar, J. Phys. Chem. B., 2008, 112, 4079–4086.
65 A. K. Siddhanta, R. Meena, K. Prasad, B. K. Ramavat, P. K. Ghosh
and K. Eswaran, Cost-effective process for preparing agarose
from Gracilaria spp, US Pat, Publication No. US 2005/0267296 A1,
2005.
66 J. S. Craigie and C. Leigh, Carrageenans and agars, in Handbook of Phy-
cological Methods, ed. J. A. Hellebust and J. S. Craigie, Cambridge Uni-
versity Press, Cambridge, 1978, pp. 109–131.
67 W. Li, Z. Zhang, B. Han, S. Hu, Y. Xie and G. Yang, J. Phys. Chem. B.,
2007, 111, 6452–6456.
68 Y. Fukaya, K. Hayashi, M. Wada and H. Ohno, Green Chem., 2008, 10,
44–46.
69 R. Rinaldi, Chem. Commun., 2011, 47, 511–513.
70 D. Christiaen and M. Bodard, Bot. Mar., 1983, 26, 425–427.
71 K. Prasad, G. Mehta, R. Meena and A. K. Siddhanta, J. Appl. Polym.
Sci., 2006, 102, 3654–3663.
72 D. A. Rees, Pure Appl. Chem., 1981, 53, 1–14.
73 T. Singh, R. Meena and A. Kumar, J. Phys. Chem. B, 2009, 113, 2519–
2525.
This journal is © The Royal Society of Chemistry 2012 Green Chem.
D
ow
nl
oa
de
d 
by
 C
en
tra
l S
al
t &
 M
ar
in
e 
Ch
em
ic
al
s R
es
ea
rc
h 
In
sti
tu
te
 (C
SM
CR
I) 
on
 17
 A
ug
us
t 2
01
2
Pu
bl
ish
ed
 o
n 
02
 A
ug
us
t 2
01
2 
on
 h
ttp
://
pu
bs
.rs
c.
or
g 
| do
i:1
0.1
039
/C2
GC
359
06E
View Online
